The effect of soil amendments, i.e., compost, zeolite, and calcium oxide, on the chemical properties of soil contaminated with Cr(III) and Cr(VI) and the uptake of selected heavy metals by spring barley (Hordeum vulgare L.) and maize (Zea mays L.) was determined in a pot experiment. The content of all investigated heavy metals in the tested plants varied significantly in response to the tested soil amendments and increasing concentrations of Cr(III) and Cr(VI). Compost, zeolite, and calcium oxide contributed to an increase in the average yield of the aerial parts of maize plants only in treatments contaminated with Cr(III). The concentrations of Cr, Zn, and Ni in the aerial parts of spring barley and maize were higher in treatments contaminated with Cr(III) than in treatments contaminated with Cr(VI). Calcium oxide induced a significant increase in soil pH relative to the control treatment. In treatments without soil amendments, the average Cr content of soil was higher in pots contaminated with Cr(VI). The concentrations of Zn and Cu in non-amended treatments were negatively correlated with increasing doses of Cr(III) and Cr(VI). Calcium oxide decreased the average content of Cr, Cu, and Ni in all experimental variants. Compost increased the average content of Zn in treatments contaminated with Cr(III) and Cr(IV) relative to non-amended soil.
Introduction
Human activities significantly contribute to land transformation (Kintl et al. 2018; Krzyżaniak et al. 2019) . In many cases, the resulting changes are immense, and they lead to the degradation of land (Kust et al. 2018; Majewski et al. 2011) . Low levels of knowledge about the available land reclamation options are one of the main barriers to recovering disturbed land to its former or other productive uses. Heavy-metal contamination poses a serious environmental threat around the world (Arfaeinia et al. 2019) . According to the European Environment Agency, more than 35% of land in Europe is contaminated with heavy metals (Radziemska et al. 2017a) . Chromium (Cr) is a trace element and the twentieth most abundant element on the planet that accounts for 0.037% of the Earth's crust. It is also the fourth most abundant element in the group of 29 elements which are regarded as critical on account of their biological role and toxicity. Chromium occurs naturally, but it is also released into the environment from anthropogenic sources (Raptis et al. 2018 ). According to the literature, Cr compounds in the natural environment can interact with mineral and organic compounds (Hu et al. 2018) . Some of these compounds are soluble in water, they are readily transported by surface and underground water, and they are easily dispersed in the natural environment (Wyszkowski and Radziemska 2013) .
Naturally occurring Cr compounds are characterized by various degrees of toxicity. In the environment, Cr (VI) compounds are easily reduced by organic matter to Cr(III) (Lilli et al. 2019) . The biological activity of chromium is determined by its valence state. Chromium compounds are stable in trivalent (Cr(III)) and hexavalent (Cr(VI)) states (Jobby et al. 2018) . Trivalent chromium compounds are approximately one hundred times less toxic than hexavalent compounds, and only Cr(VI) compounds are mutagenic (Goswami et al. 2018) . In addition to differences in their biological and toxicological properties, the mobility of Cr compounds in soil and their uptake by plants also differ subject to soil microbiological activity and the organic matter content of soil (Gupta et al. 2018) . In most cases, soil reclamation by physical and chemical means is not economically justified, but contaminated soils pose an environmental hazard and cannot be left untreated . Phytoremediation (Bgreen remediation^) techniques offer an effective alternative. This biological method relies on living plants which degrade (phytodegradation), immobilize (phytostabilization), and remove pollutants from soil (phytoextraction) (Radziemska et al. 2017b) .
The application of phytoremediation methods in contaminated areas is a long process because plants differ in their ability to extract and stabilize contaminants (Cameselle and Gouveia 2019) . Therefore, soil amendments can be used to increase the effectiveness of phytoremediation and achieve the desired results. The most popular soil amendments include sawdust, biocompost, peat, brown coal, zeolite, phosphorites, apatites, phosphate fertilizers, calcium carbonate, dolomite, and volatile ashes (Ahmad et al. 2012; Li et al. 2019; He et al. 2018; Radziemska and Mazur 2016) .
The aim of this study was to determine the applicability of soil amendments such as compost, zeolite, and CaO, in assisted remediation of soil contaminated with Cr(III) and Cr(VI) compounds and sown with spring barley (Hordeum vulgare L.) and maize (Zea mays L.).
Materials and methods

Soil and amendments
Acidic soil was collected from the top layer (0-20 cm) of a non-contaminated site in an agricultural area in the vicinity of Olsztyn, Poland (53°35′ 45″ N, 19°51′ 06″ E). The physicochemical properties of soil samples are presented in Table 1 .
The chemical composition of soil amendments used in the experiment is presented in Table 2 . Compost and zeolite were added to soil in amounts corresponding to 2.0% (each) of soil dry mass, and 50% calcium oxide was added in the amount of 1.25 g kg −1 of soil, i.e., a dose corresponding to one unit of hydrolytic acidity (HAC). Soil samples were thoroughly mixed and allowed to stabilize under natural conditions over a period of three weeks before the greenhouse experiment.
Greenhouse experiment
The pot experiment was carried out in the plant growth facility of the University of Warmia and Mazury in Olsztyn. The effect of Cr(III) and Cr(IV) as well as compost, zeolite, and calcium oxide on the content of selected heavy metals was evaluated in 9.5-kg polyethylene pots in a greenhouse experiment. The pots were exposed to natural daylight, temperature of 20-25°C, and relative humidity of 60-70%. per pot. The plants were irrigated with distilled water to maintain soil moisture content at 60% capillary water capacity. Spring barley was harvested in the heading stage, and maize was harvested in the stem elongation stage on days 56 and 67 of the growing season, respectively. The weight of aerial plant parts was determined at harvest. The harvested biomass was dried, ground, and subjected to chemical analyses.
Sample preparation and chemical analysis
Soil samples were air-dried and sieved (< 1 mm). Plant material was washed with distilled water and oven-dried at 70°C. Dried plant material was ground in an analytical mill (Retsch type ZM 300, Hann, Germany). The following soil parameters were determined before the experiment and at harvest: pH was determined in a 1:5 w/v suspension in distilled water with a pH meter (Model EA940, Orion, USA), total N was determined by the Kjeldahl (1983) method, total organic carbon (TOC) was determined after dichromate oxidation of samples and titration with ferrous ammonium sulfate (Walkley and Black 1934) , available P was determined in a colorimetric analysis with the vanadium-molybdenum method (Cavell 1955) , K was determined by atomic emission spectrometry (AES), and Mg was determined by atomic absorption spectrometry (AAS) (Szyszko 1982 
Statistical analyses
The normal distribution of variables in every independent group was checked in the Shapiro-Wilk test, and the normality of the residuals was verified. 
Results
The effect of Cr(III) and Cr(VI) contamination on dry biomass yield
Crop yields differed significantly in response to soil contamination with various forms of Cr (Tables 3 and 4) . Spring barley (main crop) in treatments without soil amendments was highly sensitive to contamination with Cr(VI) (Fig. 1) .
The reverse was noted in maize (successive crop) where increasing doses of Cr(III) and, in particular, Cr(VI) induced a significant increase in yield. Cr(III) doses of 100 and 150 mg kg −1 soil decreased the weight of the aerial parts of spring barley by 21% and 31%, respectively, relative to the control treatment. The Cr(VI) dose of 150 mg kg −1 soil caused a 95% decrease in the above parameter. Maize yields were highest under exposure to a Cr(VI) dose of 100 mg kg −1 soil.
The multiple regression analysis of soil contamination with Cr(III) and Cr(VI) revealed that barley yields were influenced by Cr dose and soil pH in pots contaminated with Cr(III) and by soil pH in pots contaminated with Cr(VI). The spring barley model with R 2 of 0.87 and standard error of estimation of 16.0 was characterized by the highest goodness of fit (Fig. 2) . Maize yields were determined by soil pH, whereas the influence of Cr(III) and Cr(VI) doses was not significant (not shown).
The effect of Cr(III) and Cr(VI) contamination on the heavy-metal content of plants
The Cr content of the aerial parts of spring barley (main crop) and maize (successive crop) was significantly affected by Cr(III) and Cr(VI) doses (Table 5 ). The average Cr content of the aerial parts of spring barley in pots without soil amendments was nearly twice higher in pots contaminated with Cr(III) than in pots contaminated with Cr(VI). The reverse was noted in maize (successive crop), where the Cr content of aerial plant parts was three times higher in pots contaminated with Cr(VI) than in Cr(III) treatments. Cr(III) exerted a greater influence on the Cr content of the aboveground biomass of spring barley, where Cr(III) doses of 100 and 150 mg kg −1 soil led to a 5-fold increase in Cr concentration relative to the control treatment. In treatments without soil amendments, an increase in Cr(III) and Cr(VI) doses increased the Cr content of the aerial biomass of maize. The increase was higher in pots contaminated with Cr(VI) where Cr concentration increased nearly 17-fold relative to the control treatment (without Cr).
Both Cr(III) and Cr(VI) significantly affected the Cu content of the aerial parts of spring barley and maize (Table 5 ). In treatments without soil amendments, the average Cu content of the aboveground biomass of spring barley (main crop) was somewhat higher in Cr(VI) treatments than in Cr(III) treatments. In pots without soil amendments, the Cu content of the aerial parts of spring barley was positively correlated with increasing doses of Cr(III) which induced a nearly 3-fold increase in Cu concentration. Cr(III) exerted a greater influence on the Cu content of maize, and the Cr(III) dose of 100 mg kg −1 soil increased the analyzed parameter by 78% relative to the control treatment. Higher doses of Cr(III) decreased the Cu content of maize. In treatments without soil amendments, the average Zn content of the aboveground parts of spring barley and maize was higher in pots contaminated with Cr(III) than in Cr(VI) treatments (Table 5 ). In treatments without soil amendments, Cr(VI) exerted a minimally greater influence on the Zn content of the aerial biomass of spring barley. The Cr(VI) dose of 150 mg kg −1 soil decreased Zn concentration in spring barley by 46% relative to the control treatment (without Cr). The accumulation of Zn in the aboveground parts of spring barley in treatments without soil amendments was negatively correlated with increasing doses of Cr(III). In these treatments, the Cr(III) dose of 150 mg kg −1 soil decreased Zn content by 44%
relative to the control treatment (without Cr). In non-amended treatments contaminated with Cr(VI), the decrease in the Zn content of maize was similar to that noted in spring barley, whereas Cr(III) exerted a far smaller influence. In treatments without soil amendments, the average Ni content of the aboveground parts of spring barley and maize was higher in pots contaminated with Cr(III) than in Cr(VI) treatments (Table 5) . Cr(VI) exerted a greater influence on the Ni content of spring barley in non-amended treatments than Cr(III). The accumulation of Ni in the aerial biomass of spring barley (main crop) in non-amended treatments was negatively correlated with increasing doses of Cr(III) and Cr(VI). In these treatments, Cr(VI) doses of 100 and 150 mg kg −1 soil led to a nearly 9-fold and 15-fold decrease in Ni concentrations in the aerial parts of spring barley, respectively, relative to the control treatment (without Cr). Cr(III) caused an over 2-fold and 3-fold decrease in the Ni content of spring barley, respectively. Cr(VI) exerted a greater influence on maize (successive crop) than on spring barley. The highest dose of Cr(III) and The effect of soil amendments on dry biomass yield
The application of compost, zeolite, and calcium oxide in Cr(III) and Cr(VI) treatments did not improve crop yields. Soil amendments increased the average yield of the aerial biomass of maize only in pots contaminated with Cr(III) relative to the control treatment (Fig. 1) . The application of calcium oxide in pots with the highest Cr(VI) dose of 150 mg kg −1 soil nearly completely inhibited the yielding of both crops.
The effect of soil amendments on the heavy-metal content of plants
Compost, zeolite, and calcium oxide significantly affected the Cr content of the aerial parts of spring barley (main crop) and maize (successive crop) (Table 5 ). In treatments contaminated with Cr(III), all soil amendments decreased the average Cr concentration in the aboveground parts of spring barley. Compost was most effective (74%), whereas zeolite and calcium oxide (54%) were less-effective soil amendments. In pots contaminated with Cr(VI), only compost contributed to a 40% decrease in the Cr content of the aerial biomass of spring barley, whereas zeolite and calcium oxide increased Cr accumulation 3-fold and more than 2-fold, respectively, relative to the control treatment (without soil amendments). Compost (− 78%), zeolite (− 77%), and calcium oxide (− 75%) exerted the greatest influence on the Cr content of the aerial biomass of maize in treatments contaminated with Cr(VI), relative to the control treatment. In pots contaminated with Cr(III), all of the tested soil amendments increased Cr accumulation in maize, and the greatest increase was caused by calcium oxide and zeolite. Compost, zeolite, and calcium oxide significantly influenced the Cu content of the aerial biomass of the tested crops in pots contaminated with Cr(III) and Cr(VI) ( Table 5 ). In these treatments, compost, zeolite (only in Cr(VI) treatments), and calcium oxide increased the average Cr concentration in the aboveground parts of spring barley relative to the control treatment (without soil amendments). The addition of compost to pots with Cr(III) and the addition of zeolite to pots with Cr(VI) induced the highest increase in the Cu content of spring barley by 44% and 147%, respectively. The analyzed soil amendments exerted a greater influence on maize in treatments contaminated with Cr(VI) than Cr(III). In pots with Cr(VI), compost, calcium oxide, and zeolite decreased the Cu content of the aerial biomass of maize by 22-31% on average relative to the control treatment (without soil amendments). Soil amendments significantly modified Zn concentration in the aboveground parts of spring barley (main crop) and maize (successive crop) (Table 5 ). In treatments contaminated with Cr(III), the average Zn content of the aboveground parts of spring barley was most significantly increased by zeolite and compost relative to the control treatment (without soil amendments). The analyzed amendments were less effective in Cr(VI) treatments. In pots contaminated with Cr(III) and Cr(VI), calcium oxide and zeolite caused the greatest decrease in the average Zn content of maize (successive crop). However, the tested amendments exerted the greatest effect on the Zn content of maize contaminated with Cr(VI). Compost, zeolite, and calcium oxide had a significant influence on the Ni content of the aboveground parts of the tested crops (Table 5 ). The accumulation of Ni in the aerial biomass of spring barley was most significantly determined by compost (+ 36% on average) in Cr(III) treatments and by zeolite (+ 306%) and calcium oxide (+ 242%) in Cr(VI) treatments. In pots contaminated with Cr(VI), the high increase in Ni concentration under exposure to zeolite and calcium oxide can be attributed to the fact that average values were calculated only for pots with low doses of Cr(VI) due to the low availability of biomass samples from more contaminated treatments, which prevented the determination of Ni content.
Compost enhanced the accumulation of Ni in spring barley in Cr(VI) treatments, whereas zeolite and, in particular, calcium oxide decreased the Ni content of spring barley in Cr(III) treatments. In treatments contaminated with Cr(III) and Cr(VI), all soil amendments decreased the Ni content of the aerial biomass of maize (successive crop) relative to the control treatment (without soil amendments). In pots with Cr(III), the greatest decrease in the Ni content of maize was induced by zeolite and calcium oxide at 91% and 89%, respectively, whereas compost and calcium oxide decreased Ni concentration in maize by 76% and 79%, respectively, in Cr(VI) treatments.
The effect of Cr(III), Cr(VI), and soil amendments on soil pH
Contamination with Cr(III) and Cr(VI) significantly affected soil pH (Fig. 3) . In treatments without soil amendments, small doses of Cr(III) and Cr(VI) soil (up to 50 mg kg
) caused a gradual increase in soil pH, whereas higher Cr doses decreased the analyzed parameter. Soil contaminated with Cr(III) was characterized by slightly higher pH values. All of the evaluated soil amendments significantly influenced soil pH in spring barley and maize treatments contaminated with both Cr(III) and Cr(VI). Calcium oxide was most effective, and it induced a significant increase in soil pH relative to the control treatment. Zeolite and compost contributed to only a minor improvement in soil pH in treatments contaminated with Cr(III).
The effect of Cr(III) and Cr(VI) contamination on the heavy-metal content of soil
The average Cr content of soil was 4% higher in Cr(VI) treatments where spring barley and maize were grown without soil amendments (Table 6 ). In these pots, the highest Cr(VI) dose of 150 mg kg −1 soil induced an 11-fold increase in the Cr content of soil. A somewhat smaller, 10-fold increase was observed in Cr(III) treatments relative to the control treatment.
After harvest, the average Cu content of soil was significantly higher in non-amended treatments exposed to Cr(III). In the control treatment (without amendments), a negative correlation was observed between increasing doses of Cr(III)and Cr(VI) and the Cu content of soil, where Cr(VI) exerted a far stronger effect. After harvest in non-amended treatments, the accumulation of Zn in soil was negatively correlated with increasing doses of Cr(III) and Cr(VI). In these treatments, the concentration of Zn was lowest in response to Cr(III) doses of 100 and 150 mg kg −1 soil. The Zn content of control soil was more than 10% lower. The average Ni content of soil in nonamended treatments after harvest was similar in pots contaminated with Cr(III) and Cr(VI). In these treatments, the concentration of Ni was negatively correlated with increasing doses of Cr(III) and Cr(VI), where Cr(VI) exerted a stronger effect on the studied parameter. However, the observed changes did not exceed several percent.
The effect of soil amendments on the heavy-metal content of soil
In pots sown with spring barley and maize, all of the tested soil amendments decreased the average Cr content of soil in all experimental variants (Table 6 ). In treatments contaminated with Cr(III) and Cr(VI), the concentration of Cr was most effectively reduced by zeolite at 9% and 8%, respectively, relative to the control treatment. The Cu content of soil after harvest was reduced by all of the evaluated amendments in treatments contaminated with both Cr(III) and Cr(VI). Calcium oxide was most effective, and it decreased the concentration of Cu by 24% and 14%, respectively, relative to the control treatment (without soil amendments). The addition of compost increased the average Zn content of soil by 21% in Cr(III) treatments and by 5% in Cr(VI) treatments relative to the control treatment (without soil amendments). Calcium oxide had a weaker influence on Cr(III) and Cr(VI) treatments, Fig. 3 The pH value of soil in pots contaminated with different doses of Cr(III) and Cr(VI) (0; 25; 50; 150 mg kg −1 soil) and soil amendments. Different letters above the columns indicated significant difference at the p < 0.05 and it exerted opposite effects on pots with Cr(III) and Cr(VI). All of the tested soil amendments negatively affected the average Ni content of soil in Cr(III) and Cr(VI) treatments after harvest. Calcium oxide and compost decreased the concentration of Ni by 43% and 39%, respectively, in Cr(III) treatments, and by 33% and 23%, respectively, in Cr(VI) treatments, relative to the control treatment (without soil amendments).
Discussion
The results of the present study and literature data published in recent years (Wyszkowski and Radziemska 2009; Paul et al. 2015; Saleem et al. 2015; Μolla et al. 2017) indicate that Cr(III) and Cr(VI) compounds exert a negative effect on the natural environment, including soil and plants. Heavy metals accumulated in soil, including Cr, are easily transported to the aerial parts of plants, and they exert long-term effects on biotic components in ecosystems (Radziemska et al. 2017a) . Assisted remediation decreases the availability of heavy metals and promotes the growth of permanent vegetative cover on contaminated land. In the presented study, spring barley (main crop) grown without soil amendments was highly sensitive to soil contamination with Cr(VI). In contrast, maize (successive crop) yields improved under exposure to increasing doses of Cr(III) and Cr(VI). Hexavalent chromium compounds are toxic for plants. When applied in identical doses, Cr 2 O 7 2− is strongly toxic, whereas Cr(III) does not cause plant damage. Sensitive plants exhibit symptoms of toxicity already under exposure to a Cr(VI) dose of 1-2 mg kg −1 soil (Shahid et al. 2017) . The changes observed in plants, such as reduced biomass yield, are indicative of the toxic effects of Cr compounds (Patra et al. 2018) . Plants control heavy-metal concentrations by inhibiting their root uptake and transfer to tissues or by immobilizing contaminants through the formation of bonds with biologically active molecules (Hedayatkhaha et al. 2018) . In this study, the Cr content of the aerial parts of the tested plants increased with a rise in heavy-metal concentrations in soil. Our results are consistent with previous findings Radziemska 2009, 2013; Sinha et al. 2018) . The average concentrations of Cr, Zn, and Ni were higher in the aerial biomass of spring barley and maize exposed to Cr(III) than Cr(VI). Soil amendments that promote the mobilization or immobilization of soil contaminants play a key role in the process of removing or immobilizing Cr in soil and improving soil quality (Hamid et al. 2019) . In a study by Antoniadis et al. (2018) , the total content of Cr(III) and Cr(IV) in the aerial biomass of oregano reached 404.27 mg kg −1 DM in untreated soil and 423.33 mg kg −1 DM in soil treated with zeolite. Heavy metals can cause various changes in the soil ecosystem (Chu et al. 2018) , and anthropogenic factors, including Cr contamination, significantly modify the physical, chemical, and biological properties of soil (Dotaniya et al. 2017) . Soil parameters, in particular pH, granulometric composition, and the content of humic substances, significantly influence the oxidation of Cr compounds (He et al. 2018 ) and their toxic effects on plants.
The leaching of base compounds from soil increased solubility of Mn and Al compounds and other phytotoxic substances, and a decrease in nutrient availability also altered the chemical properties of soil (Lee et al. 2019) . Soil pH and organic matter content are the key determinants of the bioavailability of heavy metals and their effect on plants (Liu et al. 2019) . The valence state and sorption of Cr in soil are affected by soil pH and redox potential. In soils with a pH of 5.5, Cr(III) cations are precipitated from the solution and, unlike Cr(VI) cations, are sparingly soluble. Cr(III) sorption increases, whereas Cr(VI) sorption decreases with a rise in soil acidity (Elouahli et al. 2018) . In the present experiment, calcium oxide led to the greatest increase in soil pH relative to the control treatment. Zeolite and compost induced a smaller increase in soil pH in Cr(III) treatments. Calcium oxide and, partly, zeolite also decreased the Cu and Ni content of soil. The results of this study and other authors' findings indicate that zeolites effectively remove heavy metals, including Cr, from soil due to their high porosity and sorptive capacity (Antoniadis et al. 2018; Feng et al. 2018; Huang and Wei 2018) . Eyvazi et al. (2019) found that nano-magnetic MnFe 2 O 4 significantly enhanced the immobilization of Cr(VI) by decreasing leachability, plant bioavailability, human bioaccessibility, and risk of release. In comparison with other heavy metals, Cr is most strongly bound to soil organic matter (Hseu et al. 2018) , which is why compost is an effective soil amendment (Adejumo et al. 2018; Goswami et al. 2018) . In a greenhouse experiment conducted by Chen et al. (2018) , compost decreased the availability of Cr by making it more stable and less mobile. Similar observations were made in this study, where the application of compost decreased the Cr content of soil in both experimental variants. In the presence of organic matter containing humic substances, Cr 3+ ions are bound with or absorbed by surfaceactive organic and mineral compounds .
Conclusions
Soil contamination with Cr is a major environmental and health concern. Spring barley (main crop) was highly sensitive to soil contamination with Cr(VI), whereas the biomass yield of maize (successive crop) increased with a rise in Cr(III) and Cr(VI) doses. The tested soil amendments increased the average yield of the aerial biomass of maize only in pots contaminated with Cr(III). In non-amended treatments, the average Cr, Zn, and Ni content of the aboveground parts of spring barley and maize was higher in pots with Cr(III) than in Cr(VI) treatments. The Cr content of maize was 3 times higher in Cr(VI) treatments than in Cr(III) treatments. The average concentration of Cu was higher in the aerial biomass of spring barley exposed to Cr(VI) than in that exposed to Cr(III). Calcium oxide significantly increased soil pH relative to the control treatment. In non-amended treatments, the average Cr content of soil was higher in Cr(VI) treatments. In these pots, the concentration of Cr increased 11-fold under exposure to the Cr(VI) dose of 150 mg kg −1 soil. In non-amended treatments, the accumulation of Zn and Cn was negatively correlated with increasing doses of Cr(III) and Cr(VI). Calcium oxide decreased the average content of Cr, Cu, and Ni in all experimental variants. The application of compost increased the average concentration of Zn in pots contaminated with Cr(III) and Cr(VI) relative to non-amended treatments.
